S2

Materials and methods:
All the reagents were purchased by Sigma Aldrich or Oakwood Chemicals and were used without further purification. TBA[Ir(ppy) 2 2 were synthesized according to previously reported procedures, and the spectroscopic and MS data matched those found in the literature. 1 H NMR spectra were recorded on a Bruker Avance spectrometer at 400 MHz, the chemical shifts are referred to the residual peak of the solvent. The following abbreviations have been used for multiplicity assignments: "s" for singlet, "d" for doublet, "t" for triplet, "m" for multiplet.
High resolution mass spectrometry measurements were performed on a quadrupole time-of-flight (ES-Q-TOF), model Synapt MS G1 from Waters in positive electrospray mode. For photophysical measurements, all samples were prepared in HPLC grade (CH 3 CN, CH 2 Cl 2 , MeOH, EtOH) or distilled (2-MeTHF) solvents, with concentrations of the order of 25 µM. Absorption spectra were recorded at room temperature in a 1.0 cm capped quartz cuvette, using a Shimadzu UV-1800 double beam spectrophotometer. Molar absorptivity determination was verified by linear least-squares fit of values obtained from at least three independent solutions at varying concentrations with absorbances ranging from 0.01 to 1.5.
Steady-state emission spectra were obtained by exciting at the longest wavelength absorption maxima using a Horiba Jobin Yvon Fluorolog-3 spectrofluorometer equipped with double monochromators and a photomultiplier tube detector (Hamamatsu model R955). Emission quantum yields were determined using the optically dilute method. 3 Lifetime measurements were done with an Edinburgh Instruments Mini Tau lifetime fluorimeter with an EPL 405 laser (exciting at 405 nm). The solutions were freshly prepared before the measurements and the absorbance was between 0.06 and 0.09 at the excitation wavelength. The emission range was selected through filters having a 50 nm bandpass (the wavelengths are specified for every measurement). The lifetime of [Ru(dtbubpy) 3 ](PF 6 ) 2 in 2-MeTHF (Table 1) was measured using a the time-correlated single photon counting (TCSPC) option of the Jobin Yvon Fluorolog-3 spectrofluorometer. The sample was excited by a pulsed NanoLED at 341 nm (pulse duration < 1 ns; fwhm = 14 nm). 
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